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COMPARISON OF TECHNIQUES FOR ELECTROWINNING 
TUNGSTEN FROM SCHEELITE 


by 


John M. Gomes,! Kenji Uchida,! and M. M. Wong 2 








ABSTRACT 


_ The Bureau of Mines investigated two techniques for removing CaO from 
scheelite (CaW0,) prior to electrolysis. In the first technique, a crude 
tungstic oxide (W0Os) containing 0.15-percent lime (CaO) was prepared by 
digesting scheelite concentrates in hot hydrochloric acid. This oxide was 
used as cell feed to produce tungsten of 99.9-percent purity. The second tech- 
nique used a high-temperature, two-phase separation, resulting in extraction 
of 99 percent of the WOs in the halide-tungstate phase, while 90 percent of 
the CaO was retained in the silicate phase. Tungsten of 99.9-percent purity 
was deposited from the halide-tungstate melt after B,0Og and NaPO3 were added 
to form an electrolyte. The two methods were compared with a previously 
developed technique of depositing tungsten from scheelite concentrate fed 
directly to the electrolytic cell. 


INTRODUCTION 


Past investigations by the Bureau of Mines have demonstrated techniques 
for the electrowinning of tungsten directly from scheelite concentrate (2, Sen 
The major problem with direct electrowinning is the accumulation of lime (Ca0) 
in the electrolyte. Scheelite mineral concentrates usually contain 60 to 70 
weight-percent WOs and about 20 weight-percent CaO. 


The results of the CaO buildup are decreased metal purity, increased 
electrolyte viscosity, and decreased metal adherence to the cathode. The 
effects of CaO accumulation were neutralized by periodic additions of boric 
oxide (B03) to the electrolyte, but relief was only temporary (2). Electro- 
winning from commercial-grade tungstic oxide (W0Os) was conducted for a pro- 
longed period without degradation of the products or significant buildup of 
impurities in the electrolyte (1). The quantity of electrolyte per pound of 
tungsten recovered was 1.33 pounds (1). In direct electrowinning from 
scheelite, 3.93 pounds of electrolyte were required per pound of tungsten 
recovered (2). 





Metallurgist. 

“Supervisory chemical research engineer. 

“Underlined numbers in parentheses refer to items in the list of references at 
the end of this report. 


A technique for the preelectrolysis elimination of the CaO from the schee- 
lite concentrates would be desirable. One method that appears feasible is the 
decomposition of scheelite in hot HCl (6), represented by the following 
reaction: 


CaWO,g + 2HCl —> H,WOg + CaCl... Gi) 


The product is crude tungstic acid containing acid-insoluble material from the 
concentrate, mainly silicate minerals. 


Another possibly feasible method is the high-temperature, two-phase sepa- 
ration technique, based on the reaction with sodium metasilicate at 1,080° C 
in the presence of molten NaCl: 


CaWO, + 2Na,Si03 —> NagWO, + NagCaSiz0,. C2) 


The most efficient separation is obtained when 2 moles of Na,Si0g are used per 
mole of scheelite (3). The sodium tungstate (Na,WO.) is recovered in a molten 
NaCl phase which is immiscible with the silicate phase. Optimum extractions 
are 99 percent of the WO3 in the halide phase and 88 percent of the CaO in the 
silicate phase. Electrodeposition of either tungsten metal or tungsten 
carbide (WC) from the Na,WO,-NaCl melt may be accomplished, depending upon the 
chemicals added to the melt to form the electrolyte (4). 


The objective of this study was to investigate the hydrochloric acid 
digestion and high-temperature, two-phase separation techniques for the 
electrolytic preparation of tungsten. The results of the processes are eval- 
uated and compared with those of direct electrowinning of tungsten from 
scheelite concentrate. 


EXPERIMENTAL MATERTALS AND EQUIPMENT 


The analysis of California scheelite concentrate used as the tungsten 
source material is as follows, in weight-percent: 


WOa' S's. sare ccatatale ete stattatoters Tere) 
GAOe Ho celesetate tisetels eneneroiate ZOE 
PGs Osteere seve et cietelarecevenenane Lean, 
SLOS se esi a aiere eis siete sc anasene 120 
Ale Os Wh. te we aber are mete te 720 
MOOS) Fares Sree ces wattle ae 40 


The concentrate had the following particle size distribution, in weight- 
percent: plus 65 mesh, 2 percent; minus 65 plus 100 mesh, 8 percent; minus 100 
plus 200 mesh, 24 percent; and minus 200 mesh, 66 percent. 


Technical-grade salts were used in the electrolytes and in the two-phase 
separation. Chemically pure-grade hydrochloric acid was used in the leaching 
experiments. The two-phase separation and most of the electrolysis experi- 
ments were performed in 3-inch-inside-diameter by 8-inch-high graphite 
crucibles. Electrolysis using crude oxide feed was performed in a graphite 


crucible of 5-inch inside diameter and 11 inches in depth. The crucible was 
the cathode, and a centrally positioned 1,.5-inch-diameter graphite rod was the 
anode. The crucible was heated to operating temperatures of 1,000° to 

1,080° C in a globar furnace, 


EXPERIMENTAL RESULTS 


Acid Digestion Process 


HCl Digestion of Scheelite Concentrate 


Conventional acid decomposition of scheelite requires 1.5 to 2.0 parts of 
concentrated HCl per part scheelite (7). This technique produces a tungstic 
acid slurry, which can be filtered and washed free of soluble impurities. The 
tungstic acid is then dissolved in ammonia or sodium hydroxide to form ammo- 
nium paratungstate or sodium tungstate. Our experiments were designed to 
determine the most efficient method to convert the scheelite concentrate to an 
oxide cell feed suitable for electrowinning. The following operating varia- 
bles were studied: Ratio of HCl to scheelite, digestion time, digestion and 
precipitation temperature, and procedures for washing the tungstic acid 
precipitate. The digestions were performed in an Erlenmeyer flask with a 
reflux condenser. The flask was charged with 100 grams of scheelite concen- 
trate and 200 ml of concentrated HCl. The charge was stirred with a magnetic 
stirrer and heated on an electric hotplate. 


The procedure diagramed in figure 1 was determined to be the most effi- 
cient method for preparing a crude tungstic oxide. The procedure required 
about 2 ml of concentrated HCl per gram of scheelite. Digestion and precipi- 
tation required only 30 minutes each. The first wash solution of concentrated 
HCl was recycled to leach the next 100-gram charge of scheelite. The diges- 
tion temperature was 50° to 60° C and precipitation temperature was 80° to 
90° C. Within a few minutes after digestion had begun, the yellow tungstic 
acid started to precipitate, This tendency of tungstic acid (H,W0O,) to pre- 
cipitate from an acid solution eliminates the possibility of using filtration 
to remove the acid-insoluble silicate minerals. Analysis of the tungstic acid 
precipitate showed that two washings were adequate to remove soluble impuri- 
ties. The acid solutions could be neutralized with limestone (CaCO3) or 
treated by other means to meet local pollution standards prior to discarding. 


The results of 6 successive leach cycles are shown in table 1. A steady 
state was reached after the second cycle as indicated in table 1. Analysis of 
the oxide formed by calcining the tungstic acid from the 6 cycles is shown 
in table 2. Loss on ignition was approximately 10 percent. Over 99 percent 
of the tungsten in the scheelite was recovered in the product which contained 
98-percent WO3. The technique was scaled up to treat 300-gram batches of 
scheelite concentrate. Seven kilograms of oxide were prepared for use as cell 
feed, The analysis of the 7-kilogram composite of tungstic oxide was almost 
identical to that shown in table 2. 


First cycle 












Digestion 
l00g CaW04 
200 ml concentrate HC1 
Y2 hr at 50°—60°C 





Second 
cycle 


Digestion 


100g CaW04 
Yo br at 50°—-60°C 





To next cycle 


Precipitation 


Y, hr at 80°-90°C 





No.1 wash solution 


Precipitation 


Y> hr at BO°-90°C 


No.1 wash solution 





No. 2 wash 
500 mi 5-pct HC! 


No. 1 wash 
200 mi concentrate HCl 


Ho WO, Calcination 
and 
electrolysis 


Filtration 


Wash 


Filter cake 











(Vacuum) 


No. 2 wash solution 


Neutralize 


Barren solution : 
discard 


No. 2 wash 
500 mi 5-pct HCI 


No. 1 wash 
200 ml concentrate HC1 


H> WO, 








Filtration Wash 





(Vacuum) Filter cake 


No. 2wash solution 








Neutralize 


Barren solution d 
discard 





FIGURE 1. - Flowsheet for HCI Digestion of Scheelite. 


TABLE 1. - Results from HCl digestion of scheelite concentrate 
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TABLE 2. - Analysis of composited crude tungstic oxide 
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* By chemical analysis. 
“By spectrographic analysis. 








Electrolysis of Crude Oxide 


The procedure for electrolysis was a modification of the technique 
reported previously for electrowinning of tungsten from WO3 (1). The original 
5 kilograms of electrolyte contained, in weight-percent; WO3, 20; sodium 
pyrophosphate (Na, P20,), 60; sodium tetraborate (Na, B,0,), 4; sodium 
chloride (NaCl), 14; and calcium fluoride (CaF,), 2. The electrolyte was 
heated to 1,000° C by the external furnace and electrolysis was initiated, 
using the crucible as the cathode. By mechanically feeding tungstic oxide, 
the WOs content of the electrolyte was maintained between 10 and 20 percent. 


The electrolysis current of 540 to 600 amperes was sufficient to maintain 
the bath temperature between 1,000° and 1,100° C, and no external heating was 
required, At the completion of 600 ampere-hours of electrolysis, the feeder 
was stopped, the anode was removed, and the metal was recovered from the cell 
with a graphite scraper. Makeup electrolyte was added to the cell, the anode 
repositioned, the feeder started, and the electrolysis cycle repeated. The 
metal deposits were cleaned of adhering electrolyte by leaching, first in hot 
5-percent HCl, and then in a 2-percent NaOH solution. The operating data and 
results for a cyclic experiment are shown in tables 3 and 4. The average 
cathode current efficiency was 89.5 percent, and 3.9 kilowatt-hours of power 
was consumed per pound of tungsten recovered. 


TABLE 3. - Operating data on electrowinning of tungsten 
from crude tungstic oxide 


















Electrolysis 
Weight of electrolyte, eeeeee*eeskseescsv3eeeeee#eeeeee#e?e ®e Se e 
SULA C eine atetatatateteleteiete cistitetc sisie's sie 'e eee 'eteke ce etets SALI} 6 6 


Vice cl 2 Cratetcrapete steisiste etter sietsrstete ere’ sieves 6s 4, sete ef eve eee 0 0% 8-10 
Carhode scurrend densitysr eres es eee. amp/dm.. 75 
Riode current rdensity os, ceeneec ese es eee camp/dm ys 300 
DEVOSUEDOURCY CLC paints sielsre vias certs se eise's ses Alp "NTs 5 600 
NUD GLO SERCO Y CLOG slate eterelela cietcls <icte t a'cleve cease ete ba thee @ 7 
Fecderare clon. eer coe seers eee doce 2/mine: 11-12 


Makeup electrolyte between cycles: 
2 additions. eeeeeeseesenseeseeestpeeseeseeee#esneeeeeee@ of. e 
4 additions. @eeeeoeeoeeaeeeesenseeeeeeeseseeseeeeeeee Se e 





TABLE 4. - 
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Results of electrowinning tungsten from crude 
tungstic oxide 
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Weight: of drasout electrolyte. ... sc sisisleissieis siece ss Ss ent lOO 
Average WO3 content in electrolyte 
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The analyses of the products are shown in table 5. Metal purity was in 
excess of 99.9 percent and comparable to metal electrowon from pure WO3 (1). 
The overall tungsten recovery from the WO3 cell feed was 93.5 percent, 
excluding WO3 in the original and the final electrolyte. W0Os, in the dragout 


electrolyte, could be 


reclaimed and recycled as cell feed. The major losses 


of materials, which were from dusting and fuming, amounted to 2.3-percent WO; 
and 1,l-percent electrolyte salts. 


TABLE 5. - Analysis of electrolytic products using crude tungstic 





Deposit 
2d 
4th 






0.001 .}.<0.002 | <0.004;} 0..008'\1-<0 0015) 05003507 00780. 011 
SUC <.002 | <.004 S000} < 001 .001 005 
2000 003 | <.004 .006 | <.001 003 005 


oxide, weight-percent 






Two-Phase Separation Sequence 





Extraction of WOs From Scheelite Concentrate 


The high-temperature, two-phase separation sequence is based on the 
extraction of WO3 in an immiscible two-phase molten salt system (3-4). Schee- 
lite concentrate was dissolved in a molten halide-silicate mixture at 1,070° C 


and held for 1 hour. 


Tungstic oxide (WO3) was converted to Na,WO, and trans- 


ferred to the upper halide phase; calcium oxide was retained in the lower 
silicate phase. The two liquid phases were separated by decantation. 


WO; extraction of 99.5 percent and a separation factor* of 1,550 were 
obtained with a melt of the following composition: 


*WO3 in halide phase - CaO in halide phase 


WOz3 in silicate phase 


CaO in silicate phase - 





Component ht-percent 








CaWO, (as scheelite)..... 29.0 
NaGi wer 2h, as hotles es eae 28.0 
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The analyses of the two phases and percentage distribution of oxide constitu- 
ents are shown in table 6, 


TABLE 6. - Extraction of WOs from scheelite concentrate 
using high-temperature two-phase separation 












Analysis: 
Halide-tungstate... 
Dec lice er ceie oft sis se 

Distribution:* 
Halide-tungstate... 
BRELGa tr tereuehare steve ts 

+Based on material recovered in the two phases. 


Electrolysis of Halide-Tungstate Melt 


Electrolysis of the halide-tungstate melt as obtained from the two-phase 
separation did not result in the deposition of any metallic product. Addi- 
tions of phosphate, borate, or alkali aluminum fluoride to the melt were 
required to form a satisfactory electrolyte. The best results were obtained 
when 2.0 moles of NaPO3s and 1.5 moles of B,O3 were added per mole of WO3 in 
the melt. 


Electrolysis was conducted at 1,000° C using external heating. The 
crucible was the cathode and a centrally positioned l-inch graphite rod was 
the anode. The applied current was 100 amperes, the cell potential was 4.5 to 
5.0 volts, and the cathode current density 35 ampere/square decimeter. After 
150 ampere-hours of electrolysis, the electrolyte was decanted from the 
crucible. The deposit was then removed from the crucible by soaking in water 
and scraping. 


The deposit weighed 140 grams, representing a recovery of 83 percent of 
the tungsten in the scheelite. The spent electrolyte analyzed 2.7 percent WOs3 
and contained 10.5 percent of the original tungsten value. The current effi- 
ciency was 81.5 percent, and 5 kilowatt-hours were required per pound of 
tungsten deposited. The product was of high purity and contained the follow- 
ing impurities, in weight-percent: C, 0.023; 0, 0.008; Fe, 0.005; Al, <0.001; 
Cale. 002); and fol, —<0,001% 


Comparison of Electrowinning Techniques 


Direct electrowinning techniques were described in detail in a previous 
Bureau of Mines publication (2). The results of the most efficient technique 
were selected for comparison with those of the electrolysis of crude WO, pre- 
pared by the acid digestion process and two-phase separation sequence. 
Results, material, and energy requirements for producing tungsten by the three 
methods are shown in table 7. The analyses of the three products are shown in 
table 8. 


TABLE 7. - Results, materials, and ener required for the three methods 


Direct |Two-phase Acid 
electro-|separation {digestion 
winning sequence process 





TUNgSLEN TT ECOVERE Be tear ntec ess ce elsilet ot ene 1D 3 oh sy 
Cathode current efficiency....... shia pelos fe ee She 3) 
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Pound tungsten/kwhr (ac heating).......... oe ee - 
Tungsten recovered as metal......... : pele 82 
Pounds electrolyte required per nds us 
tungsten recovered... stance. «5 Ln Pr re 1.06 
Material consumed per pound of tungsten 
recovered, lb: 
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tIncludes energy for heating. 
2Data from ref. 1, 3.3 kwhr of ac power were required for external heating of 
8-inch inside diameter cell. 


TABLE 8. - Analysis of electrolytic products, weight-percent 
0 










Acid digestion process...... Composite... 

Two-phase:separation. ~ | Fj Do. : ; 5 ; ; .008 
sequence. 

Direct electrowinning’...... 048 






AOW ES 
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4th cycle... 
6th cycle... 
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Cell metal.. 







1Gomes and coworkers (2). 


Metal of 99.9-percent purity was electrowon, using each of the techniques. 
The extent of conversion of tungsten to metal was similar, varying from 79 to 
83 percent. Most of the tungsten loss was in the dragout electrolyte and 
could be recovered by the hydrometallurgical processing of this material. The 
anode carbon consumption was 0.22 pound per pound of tungsten recovered. 


The acid digestion process has the following advantages over the other 
two methods: 


1. Prolonged electrowinning operation. 

2. Lower rate of impurity buildup in the electrolyte. 

3 Less electrolyte reagents consumed per pound of tungsten recovered. 
4. Higher cathode current efficiency. 
5 


Less total electrical energy required per pound of tungsten recovered. 


Disadvantages of the HCl-digestion process are the 5 pounds of acid 
required to produce 1 pound of metal and the additional processing equipment 
and labor needed. 


The two-phase separation sequence for recovering tungsten from scheelite 
is mainly of academic interest. The technique is more applicable to the 
treatment of acid-insoluble wolframite ores (3-4) and possibly scheelite ores 
containing a high percentage of iron. The two-phase separation sequence con- 
sumes 7.25 pounds of reagents per pound of tungsten produced. 


The direct electrolysis of scheelite is an intermittent operation. Lime 
and other associated impurities from the scheelite accumulate in the electro- 
lyte. This accumulation results in a degradation of the product and decreases 
metal adherence to the cathode. Periodic additions of boric oxide are 
required to neutralize the effects of the CaO buildup. This is only a tempo- 
rary relief measure because synthetic apatite (Ca, (P0,),F) forms in the elec- 
trolyte, and the resulting scum must be removed periodically. 


CONCLUSIONS 


The most efficient electrolytic method for preparing tungsten from schee- 
lite was to decompose the mineral with hot, concentrated HCl to prepare a 
crude WO, cell feed. Metal of 99.9-percent purity was won from the prepared 
oxide. Metal deposition in the seventh cycle showed no decrease in purity. 
This technique requires about 4 kilowatt-hours of electrical power, 5.0 pounds 
of concentrated HCl, and 1.0 pound of electrolyte reagent per pound of tung- 
sten recovered. 


Metal of 99.9-percent purity was recovered with both the high-temperature, 
two-phase separation sequence and direct electrolysis. The two-phase separa- 
tion sequence required over 8 kilowatt-hours of electrical power and 7.25 
pounds of reagents per pound of tungsten recovered. The direct electrolysis 
required about 7 kilowatt-hours and 4.0 pounds of reagents per pound of 
tungsten recovered. 


10 
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